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57 ABSTRACT

This document describes techniques and systems for in
operando, non-invasive SOC monitoring of redox flow
batteries. The described techniques and systems allow for
accurate, inexpensive, portable, and real-time methods to
measure the SOC of redox flow batteries. System operators
can monitor the SOC by measuring an acoustic attenuation
coeflicient of the electrolyte in the redox flow battery. The
acoustic attenuation coeflicient is measured using an ultra-
sonic transducer attached to a probing cell, which is con-
nected to an electrolyte flow of a redox flow battery. The
acoustic attenuation coeflicient provides an accurate, real-
time SOC measurement that is generally insensitive to
varying operational temperatures of the electrolyte solution.
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IN OPERANDO, NON-INVASIVE
STATE-OF-CHARGE MONITORING FOR
REDOX FLOW BATTERIES

PRIORITY/CROSS-REFERENCE TO RELATED
APPLICATIONS

This application claims priority to U.S. provisional appli-
cation Ser. No. 62/863,686, which was filed on Jun. 19,
2019. The entire content of the provisional application is
hereby incorporated by reference.

STATEMENT AS TO RIGHTS TO
DISCLOSURES MADE UNDER
FEDERALLY-SPONSORED RESEARCH AND
DEVELOPMENT

This disclosure was made with Government support under
Contract DE-AC0576R101830 awarded by the U.S. Depart-
ment of Energy. The Government has certain rights in the
invention.

BACKGROUND

Integration of energy generated by renewable and sus-
tainable resources (e.g., solar, geothermal, and wind power)
into the electricity transmission- and distribution-grid
decreases greenhouse gas emissions and serves as a useful
component in grid modernization. The intermittent and
fluctuating nature of energy produced from renewable
resources, however, threatens grid stability when the energy
share from these resources surpasses twenty percent of
overall energy production. As the amount of electricity
supplied by renewable resources continues to increase, the
need for effective energy storage technologies to manage the
energy from these sources also increases. As a result, large-
scale, stationary energy storage has become increasingly
important in the energy market.

Because of their safety and design flexibility, chemical
reduction and oxidation (redox) flow batteries have become
an important and promising option for large-scale grid
energy storage. To maintain optimal and economical battery
operation, system operators must have access to high-fidel-
ity and real-time information on the status of the electrolyte
in redox flow batteries, including the state-of-charge (SOC).
SOC is a critical indicator of battery health. Effective SOC
monitoring provides accurate information to system opera-
tors and battery-management systems to prevent overcharg-
ing. System operators can also use SOC information to
manage the electrolyte solution and maintain stable battery
capacity.

Several electrochemical methods have been developed to
monitor battery SOC. Such methods include open-circuit
cell-voltage monitoring and spectroscopy. The open-circuit
cell-voltage method is the most commonly-used approach.
This method can convert a potential measurement to a SOC.
The method, however, requires the electrolyte solution in the
redox flow battery to be balanced to generate accurate SOC
measurements. Electrolyte balance is usually lost in redox
flow batteries due to the inevitable electrolyte crossover that
occurs over extended operating periods. As a result, the
open-circuit cell-voltage method is generally not sufficiently
accurate for system operators to monitor redox flow batter-
ies.

Spectroscopic approaches, including spectrophotometry
and Raman spectroscopy, have also been developed to
measure SOC in redox flow batteries. Although these meth-
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ods are more accurate than open-circuit cell-voltage meth-
ods, they generally require a sample of the electrolyte to be
extracted from the redox flow battery and analyzed off-site.
As a result, spectroscopic methods are usually too expensive
and impractical for online, in operando monitoring of the
SOC of a redox flow battery.

SUMMARY

This document describes techniques and systems for in
operando, non-invasive SOC monitoring of redox flow
batteries. The described techniques and systems allow for
accurate, inexpensive, portable, and real-time methods to
measure the SOC of redox flow batteries. System operators
can monitor the SOC by measuring an acoustic attenuation
coefficient of the electrolyte in the redox flow battery. The
acoustic attenuation coeflicient is measured using an ultra-
sonic transducer attached to a probing cell, which is con-
nected to an electrolyte flow of a redox flow battery. The
acoustic attenuation coeflicient provides an accurate, real-
time SOC measurement that is generally insensitive to
varying operational temperatures of the electrolyte solution.

In some aspects, this disclosure describes a system for
monitoring the SOC of a redox flow battery. The redox flow
battery can include an electrolyte reservoir containing an
electrolyte solution. The system includes a probing cell and
an ultrasonic system, which comprises an ultrasonic pulser-
receiver and an ultrasonic transducer. The probing cell is
connected to the electrolyte reservoir. The ultrasonic trans-
ducer is attached to the probing cell and configured to
transmit pulses at a frequency into the probing cell. The
transmitted pulses are reflected within the probing cell as
echoes. The echoes are received by the ultrasonic transducer.
The system further comprises one or more processors of a
computer system, which are configured to process the
echoes to obtain acoustic measurements. The acoustic mea-
surements are effective to calculate an acoustic attenuation
coefficient of the electrolyte solution. The acoustic attenu-
ation coefficient represents an energy loss rate of the echoes
after propagation through the probing cell. The one or more
processors determine, based on the acoustic attenuation
coefficient, the SOC of the redox flow battery.

This document also describes other configurations of, and
methods for, in operando, non-invasive SOC monitoring for
redox flow batteries, as well as computer systems and
non-transitory computer-readable storage media to perform
these methods.

This Summary is provided to introduce simplified con-
cepts for in operando, non-invasive SOC monitoring for
redox flow batteries, which is further described below in the
Detailed Description and Drawings. This Summary is not
intended to identify essential features of the claimed subject
matter, nor is it intended for use in determining the scope of
the claimed subject matter.

BRIEF DESCRIPTION OF THE DRAWINGS

The details of one or more aspects for in operando,
non-invasive SOC monitoring for redox flow batteries are
described in this document with reference to the following
drawings. The same numbers are used throughout multiple
drawings to reference like features and components:

FIG. 1 is a schematic view illustrating an example redox
flow battery in which in operando, non-invasive systems and
techniques are used to monitor the SOC;
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FIG. 2 is a schematic view illustrating an example probing
cell of the described systems and techniques to monitor the
SOC of a redox flow battery;

FIG. 3 is a schematic view illustrating an example com-
puter system and an ultrasonic system of the described
systems and techniques to monitor the SOC of a redox flow
battery;

FIG. 4 illustrates example measurements of the SOC of a
redox flow battery as a function of an acoustic attenuation
coefficient; and

FIG. 5 illustrates an example in operando, non-invasive
method to monitor the SOC in accordance with one or more
aspects of the described systems and techniques.

DETAILED DESCRIPTION

Overview

As discussed above, redox flow batteries are a promising
option for large-scale grid energy storage. Access to accurate
SOC measurements, however, is useful for maintaining
optimal and economical battery operation.

Different types of redox flow batteries exist. As one
example, vanadium redox flow batteries (VRFBs) provide
significant benefits, including a long cycle life, modular
design, and lower cost compared to different redox flow
batteries. A major advantage of VRFBs is that cross-con-
tamination resulting from electrolyte crossover through the
separating membrane is reduced. Another advantage of
VREFBs is that they can be fully discharged without dam-
aging the battery. In contrast, the metal ion-intercalation
electrode materials used in lithium- or sodium-ion batteries
are damaged if the battery is fully discharged. Despite these
advantages, air oxidation of vanadium, hydrogen evolution
at the negative side, and differential transfer of vanadium
ions can still result in capacity loss over the extended
operation of the battery. As a result, system operators
frequently manage the health status, including the SOC, of
VRFBs to maintain a long cycle life and a high energy
efficiency.

Engineers have developed several methods to monitor the
SOC of VRFBs and other types of redox flow batteries.
These methods include open-circuit cell-voltage monitoring
and spectroscopic approaches. Although the open-circuit
cell-voltage method is the most commonly-used approach, it
has a critical limitation. It generally does not provide accu-
rate SOC measurements for industrial applications. When
the electrolyte of a redox flow battery is balanced, this
method can convert potential measurements across the bat-
tery to SOC measurements. Electrolyte crossover, however,
is inevitable in redox flow batteries with extended life
cycles. As a result, the open-circuit cell-voltage method is
generally not an accurate method to monitor the SOC of
redox flow batteries in real-world applications.

Spectroscopic approaches, including ultraviolet-visible
spectrum, optical absorbance, and Raman spectroscopy,
have also been developed to measure SOC. Although these
methods are generally more accurate, they are too expensive
and impractical for in operando monitoring of SOC. In a
spectroscopic approach, a system operator collects intermit-
tent samples of an electrolyte solution from a redox flow
battery and has the samples analyzed using special equip-
ment. This equipment is expensive, stationary, and generally
not available onsite for system operators. As a result, system
operators are not able to obtain real-time, cost-efficient
measurements of the SOC for a redox flow battery.

In contrast, the described ultrasonic systems and tech-
niques provide an opportunity for system operators to per-
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form in operando, non-invasive SOC measurements of a
redox flow battery. Ultrasonic probing is a nondestructive
technique used in other industries to detect flaws in mate-
rials. In ultrasonic systems, an ultrasonic transducer emits
ultrasonic pulses into a medium-of-interest. The pulses are
reflected as echoes when they encounter an interface with a
mismatched acoustic impedance. The time-of-flight and the
amplitude of the echoes can be analyzed to characterize
properties of the medium through which the echoes propa-
gated. The process of transmitting pulses into a medium and
analyzing the echoes is often referred to as a pulse-echo
method.

In this description, techniques and systems are described
that utilize a pulse-echo method to monitor the SOC of a
redox flow battery based on acoustic properties (e.g., an
acoustic attenuation coeflicient) of the electrolyte. As a
redox flow battery proceeds through charge and discharge
cycles, the electrolyte composition changes. The SOC of the
redox flow battery, which is defined as the percentage of the
reaction product in the total redox ions, also changes. The
varying ratios of ions in the electrolyte solution change the
specific gravity and viscosity of the electrolyte. A measured
acoustic attenuation coeflicient of the electrolyte solution
tracks these changes. Accordingly, the described systems
and techniques provide in operando, non-invasive SOC
monitoring for redox flow batteries.

For example, in aspects, the described systems and tech-
niques use a probing cell to measure the acoustic attenuation
coeflicient of electrolytes in redox flow batteries. System
operators can use these systems and techniques for in
operando monitoring without extracting samples for ex-situ
analysis. In addition, the described systems and techniques
cost less than spectrophotometric methods, making them
attractive for commercial applications.

The following description and the referenced drawings
provide illustrative examples of in operando, non-invasive
SOC monitoring for redox flow batteries. As such, the
discussed embodiments are merely exemplary and not
intended to limit the scope of the invention, or its protection,
in any manner Rather, the description and illustration of
these embodiments serve to enable a person of ordinary skill
in the relevant art to practice the invention.

The following description includes an example mode of a
preferred embodiment of the present disclosure. The use of
“e.g.,” “etc.,” “as an example,” “for example,” and “or,” as
well as other grammatically related terms, indicates non-
exclusive alternatives without limitation unless the context
clearly dictates otherwise. The use of “including,” “such as,”
and other grammatically related terms means “including, but
not limited to,” unless the context clearly dictates otherwise.
The use of the articles “a,” “an,” and “the” are meant to be
interpreted as referring to the singular as well as the plural,
unless the context clearly dictates otherwise. Words of
approximation (e.g., “generally”), as used in the context of
the specification and figures, are intended to take on their
ordinary and customary meanings which denote approxima-
tion, unless the context clearly dictates otherwise.

Operating Environment

FIG. 1 illustrates an example redox flow battery 100 in
which in operando, non-invasive systems and techniques are
used to monitor the SOC. The redox flow battery 100 is an
electrochemical energy storage device that can convert
chemical energy into electrical energy through reversible
oxidation and reduction of working fluids.

The redox flow battery 100 can be, for example, a VRFB.
The described SOC monitoring can be used in other types of
redox flow batteries, including a hybrid redox flow battery

2 <
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with gas supply at one electrode, a redox flow battery with
a membrane-less structure, a proton flow battery with a
metal hybrid storage electrode and a reversible proton
exchange membrane, a nano-network flow battery, a semi-
solid redox flow battery with solid particle suspension as
flowing media, and the like. The chemical components of the
electrolytes in the redox flow battery 100 can include
various solutions. The electrolyte solution can include, for
example, hydrogen-lithium bromate, hydrogen-lithium
chlorate, bromine-hydrogen, iron-iron, iron-tin, iron-tita-
nium, iron-chromium, vanadium-vanadium sulfate, vana-
dium-vanadium bromide, sodium-bromine polysulfide,
sodium-potassium, sulfur-oxygen-salt, zinc-bromine, lead-
acid (methanesulfonate), zinc-cerium (methanesulfonate),
and zinc-iron.

The redox flow battery 100 includes a negative electrode
102, a positive electrode 104, a membrane 106, an anolyte
half-cell 108, and a catholyte half-cell 110 in a sandwich-cell
design. During a discharge cycle, reduction occurs at the
catholyte half-cell 110 and oxidation occurs at the anolyte
half-cell 108. The reduction and oxidation that occurs in a
VRFB, as an example, is illustrated in Equations (1)-(3):

Positive: VO,*+2H*+e~ &= VOZ*+H,0, E°=1.00 V 1)

Negative: V3*+e™ €= V¥, E%=0.26 V 2
Overall: VO,*+2H*+V2* 2 VO +H,0+V3*,
E=126V 3)

Similarly, during a charge cycle, reduction occurs at the
anolyte half-cell 108, and oxidation occurs at the catholyte
half-cell 110. While these redox reactions occur, proton ions
diffuse across the membrane 106, and electrons transfer
through an inverter 112. The inverter 112 changes direct
current (DC) supplied by the redox flow battery 100 to
alternating current (AC). The inverter 112 can be electronic,
mechanical, or a combination thereof. The standard cell
voltage of the redox flow battery 100 can be 1.26 V.

The negative electrode 102 and the positive electrode 104
can be porous carbon. The anolyte half-cell 108 and the
catholyte half-cell 110 are held in between the negative
electrode 102 and the positive electrode 104. The membrane
106 permits ions to pass through and separates the anolyte
half-cell 108 from the catholyte half-cell 110. The mem-
brane 106 can be an anion-cation exchange membrane,
including a Nafion™ 115 membrane.

The redox flow battery 100 also includes pumps 114 and
116. The pump 114 circulates the anolyte electrolyte from an
anolyte reservoir 118 to the anolyte half-cell 108 and past the
membrane 106. Similarly, the pump 116 circulates the
catholyte electrolyte from a catholyte reservoir 120 to the
catholyte half-cell 110 and past the membrane 106.

Acoustic properties of the electrolyte solution in the redox
flow battery 100 can be measured using an ultrasonic
transducer 124. The ultrasonic transducer 124 can be a
piezoelectric transducer or another type of device that gen-
erates ultrasonic pulses, including a magnetostriction trans-
ducer. In the depicted example, the ultrasonic transducer 124
is mounted to a probing cell 122. The probing cell 122 is
included in the flow path of the catholyte electrolyte. In
other implementations, the ultrasonic transducer 124 can be
mounted to a wall of the catholyte reservoir 120.

The SOC of the redox flow battery 100 can be measured
by analyzing the acoustic properties of the catholyte elec-
trolyte. In other implementations, system operators can
analyze the acoustic properties of the catholyte electrolyte or
both electrolytes using the probing cell 122 to monitor the
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SOC of the redox flow battery 100. The design and operation
of the probing cell 122 is described below with respect to
FIG. 2.

FIG. 2 illustrates an example probing cell 122 of the
described systems and techniques to monitor the SOC of the
redox flow battery 100. The probing cell 122 allows for in
operando, non-invasive measuring of the acoustic attenua-
tion coeflicient of the catholyte solution in the redox flow
battery 100. As discussed above, the probing cell 122 can be
used to measure the acoustic attenuation coefficient of the
catholyte solution or both the anolyte and catholyte solutions
in the redox flow battery 100.

The probing cell 122 can be permanently integrated into
the redox flow battery 100 (as depicted in FIG. 1). Alterna-
tively, system operators can temporarily connect the probing
cell 122 to the flow path of the catholyte solution of the
redox flow battery 100. In this way, the described systems
and techniques can be integrated into the redox flow battery
100 at any time without damaging or interrupting the
operation of the redox flow battery 100.

The probing cell 122 includes disks 202, a housing 204,
an inlet 206, and an outlet 208. In the depicted example, the
housing 204 has a cylindrical shape and is made of boro-
silicate glass with a diameter 216. In aspects, the housing
204 may be a container, a flow-through container, or a main
tube. Borosilicate glass is inert to the acidic catholyte
solution, transparent, and relatively inexpensive. Other
materials, including titanium, can be used for the housing
204. The housing 204 can also have a different shape,
including spherical, parallelepipedal, or cubical.

The inlet 206 and the outlet 208 connect the probing cell
122 to the catholyte flow path of the redox flow battery 100.
The inlet 206 and the outlet 208 can be designed for
permanent or temporary integration into the catholyte flow
path. The catholyte flow path can include valves to direct the
catholyte solution to and from the inlet 206 and the outlet
208 of the probing cell 122, respectively. For example, the
inlet 206 and the outlet 208 can utilize quick-connect
plumbing fittings to allow integration.

The disks 202 may be positioned at each lateral end of the
housing 204. In the depicted example, the disks 202 are
made of borosilicate glass with a diameter 210. In other
implementations, other materials, including titanium, can be
used for the disks 202. The disks have a diameter 210, which
can be approximately the same as the diameter 216 of the
housing 204.

The disks 202 have a height 212 that is chosen, based on
a frequency of the ultrasonic transducer 124, so that echoes
reflected at the catholyte-disk interface are well separated.
Similarly, a longitudinal length 214 of the housing 204,
based on a frequency of the ultrasonic transducer 124, is
chosen to separate echoes that propagate through the hous-
ing 204.

In the depicted example, the ultrasonic transducer 124 is
attached to one of the disks 202. In aspects, the ultrasonic
transducer 124 can be glued to the disk 202 using epoxy,
which facilitates the transmission of sound energy between
the ultrasonic transducer 124 and the disk 202 and attaches
the ultrasonic transducer 124 in place to maintain consistent
measurements. In other aspects, the ultrasonic transducer
124 can be removably attached to the disk 202 using a
fastener (e.g., a clamp).

FIG. 3 illustrates an example computer system 302 and an
ultrasonic system 304 of the described systems and tech-
niques to monitor the SOC of a redox flow battery 100. The
ultrasonic system 304 includes the ultrasonic transducer 124
and an ultrasonic pulser-receiver 306.
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The ultrasonic transducer 124 includes a transmitter 318
and a receiver 320. The ultrasonic transducer 124 transmits
pulses 332 into the probing cell 122 and receives echoes 334
that have propagated through the probing cell 122 to make
acoustic measurements.

The ultrasonic pulser-receiver 306 can include a control-
ler 310, a pulse generator 312, a power amplifier 314, an
impedance match circuit 316, a preamplifier 324, a filter
326, and a data acquisition system 328. The ultrasonic
system 304 can be implemented in a single device or as
multiple separate devices. As an example, the transmitter
318 and the receiver 320 can be implemented as the ultra-
sonic transducer 124, including the V110-RM™ ultrasonic
transducer manufactured by Olympus®. The controller 310,
the pulse generator 312, the power amplifier 314, the imped-
ance match circuit 316, the preamplifier 324, the filter 326,
and the data acquisition system 328 can be implemented as
an ultrasonic flaw detector, for example, the EPOCH 650™
manufactured by Olympus®.

The combination of the pulse generator 312, the power
amplifier 314, and the impedance match circuit 316 gener-
ates high-voltage, electrical pulses to drive the transmitter
318. The pulses 332 from the transmitter 318 propagate
through the catholyte solution within the housing 204 of the
probing cell 122. Some of the pulses 332 are reflected to the
receiver 320, transformed into an electrical signal, and
processed by the data acquisition system 328.

The computer system 302 can be a variety of computing
devices. As non-limiting examples, the computer system
302 can be a mobile phone 302-1, a tablet device 302-2, a
laptop computer 302-3, or a desktop computer 302-4. The
computer system 302 can be connected to the ultrasonic
pulser-receiver 306 over a connection 330 via wired means,
including a Universal Serial Bus (USB) connector, or wire-
less means, which can include communication over a wire-
less access network (WAN).

The computer system 302 includes one or more proces-
sors, a graphical user interface (GUI), and non-transitory
computer-readable storage media (CRM). The one or more
processors can be single-core processors or multiple-core
processors. The GUI can be an interactive display that
conveys information and represents actions taken by a
system operator (e.g., an input to the computer system 302
made by the system operator through a mouse, a keyboard,
or a touchscreen). For example, the GUI is used to control
the ultrasonic pulser-receiver 306 and analyze the collected
data.

The CRM can include any suitable memory or storage
device, including random-access memory (RAM), static
RAM (SRAM), dynamic RAM (DRAM), non-volatile RAM
(NVRAM), read-only memory (ROM), or Flash memory.
The CRM stores a suite of modules and computer-execut-
able instructions that, when executed by the one or more
processors, direct the computer system 302 to perform
operations to monitor the SOC of the redox flow battery 100.

In operation, the controller 310, based on input provided
by the computer system 302 over the connection 330,
controls the pulse generator 312 to generate rectangular or
sinusoidal pulses at a particular frequency and amplitude.
The preamplifier 324 can amplify the rectangular or sinu-
soidal pulses output by the pulse generator 312. The imped-
ance match circuit 316 can adjust the output impedance of
the power amplifier 314 to maximize the power transfer of
the pulses 332 to the transducer 124. The ultrasonic pulser-
receiver 306 drives the ultrasonic transducer 124 to transmit
the pulses 332 into the probing cell 122. For example, the
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ultrasonic transducer 124 can be driven with 100 V, 5 MHz
square waves at a 10 Hz frequency to transmit the pulses 332
into the probing cell 122.

The echoes 334 are received by the ultrasonic transducer
124 and pulser-receiver 306. The echoes are amplified by the
preamplifier 324 with, for example, 30 dB gain. The filter
326, which, for example, can be a 1.5-8.5 MHz bandpass
filter, filters the echoes 334. The data acquisition system 328
converts the echoes 334 from analog waveforms into digital
values for processing by the one or more processors of the
computer system 302.

When the pulses 332 are transmitted into the disk 202,
some of the pulses 332 are reflected to the ultrasonic
transducer 124 at the catholyte-disk interface, while the rest
of the pulses 332 propagate into the catholyte solution in the
housing 204. At the catholyte-disk interface, some of the
pulses 332 reflect multiple times within the disk 202 to
which the ultrasonic transducer 124 is attached. These
reflections, which do not propagate into the catholyte solu-
tion within the housing 204, are referred to as the first set of
echoes. Echoes that make a single round trip through the
catholyte solution in the housing 204 are referred to as the
second set of echoes. The first set of echoes and the second
set of echoes are used to calculate an acoustic attenuation
coefficient of the catholyte solution in the probing cell 122.

Attenuation of Sound in Liquids

The following description provides theory and equations
utilized by the one or more processors of the computer
system 302, in aspects, to measure the acoustic attenuation
coefficient of an electrolyte in the redox flow battery 100.

The speed of sound waves in liquids is given by Equation
4:

@

where p is the pressure and p is the density of the liquid. The
derivate dp/3p is evaluated at constant entropy, which is
denoted by s. Sound speed in liquids is dependent on the
density of the liquid, which in turn is dependent on tem-
perature, so the speed of sound in liquids also varies with
temperature.

For the redox flow battery 100, the composition of the
electrolyte solution changes, which relates to the SOC of the
redox flow battery 100, as the chemical reactions proceed.
Consequently, the density of electrolyte solution and the
corresponding sound speed varies with SOC. Sound speed is
usually measured by transmitting an ultrasonic pulse and
measuring its time-of-flight, t, over a given distance, d, as
shown in Equation 5:

®)

~

The acoustic attenuation coefficient, a, describes the
energy loss rate of sound waves after propagation through a
medium. Given a plane sound pressure wave with amplitude
A,, the amplitude decreases with traveling distance d fol-
lowing Equation 6:

A(d)y=4ge™, ©®

where A(d) is the amplitude of the pressure wave at distance
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Several factors can attenuate sound in liquids. Some of the
sound energy dissipates as heat when sound propagates
through liquids due to the shear viscosity of the liquid. More
sound energy is dissipated as heat at higher viscosity levels.
As another example, scattering caused by inhomogeneity in
the liquid, such as from gas bubbles, varying temperature, or
varying density, can lead to energy loss in the direction of
the pulse propagation. Also, at ultrasonic frequencies, the
compressibility of the liquid can account for energy loss of
the pulses 332. In addition, the molecular relaxation process
can cause significant energy losses, which varies with the
composition of the liquid. A good example of attenuation
caused by molecular relaxation is the difference between
pure water and seawater. At 20° C., the attenuation of sound
at 20 kHz in distilled water is 10~> Np/m, while attenuation
at the same frequency in seawater is 2.53x10™* Np/m.

The composition of the electrolyte solution changes from
the electrochemical reactions of the redox flow battery 100.
For example, in the catholyte solution, the concentrations of
VO,* and VO** ions vary as the charging and discharging
cycles progress. Because the relaxation time of different
molecules varies, the attenuation coefficient of the electro-
lyte solution varies with the variation of ion concentrations,
and thus with the SOC. Measurement of the attenuation
coeflicient for the redox flow battery 100 is described in the
following section.

Calculation of the Acoustic Attenuation Coefficient

When the ultrasonic transducer 124 transmits the pulses
332 into the disk 202, some of the pulses 332 are reflected
to the ultrasonic transducer 124 as the echoes 334 at the
disk-liquid interface. The remaining pulses propagate into
the electrolyte liquid within the housing 204. The reflection
coefficient, R ;, describes the amplitude ratio of the echoes
334 to the pulses 332. The reflection coeflicient is deter-
mined by the acoustic impedance of the disk 202 and the
electrolyte liquid, as shown in Equation (7),

_Z4-2Z
Zi+ 7’

M

Ra

where Z ~p ¢, is the product of the density of and sound
speed in the disk 202. In other words, Z, represents the
acoustic impedance of the disk 202. The variable Z,=p ¢, and
represents the acoustic impedance of the electrolyte liquid.
The transmission coefficient, T, describes the amplitude
ratio of the transmitted pulses 332 to incident pulses. The
transmission coefficient is determined as shown in Equation

®):

274

Similar reflection and transmission occur at the liquid-
disk interface, where the reflection coefficient R, and the
transmission coeflicient T, are:

P ©
ld = Zl+Zd‘

27 (10$)
T"’"z,+zd'
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The described systems and techniques assume that the
pulses 332 transmitted into the disk 202 are a plane wave
Ae™™ with an amplitude denoted by A and an angular
frequency denoted by w. At the disk-liquid interface, the
pulses 332 reflect multiple times within the disk 202. These
reflections, referred to as the first set of echoes, do not
propagate into the electrolyte liquid within the housing 204.
The first echo of the first set of echoes, which is denoted as
Pulse,, or p,,, has the following waveform:

pu(H)=de™PHDR g2, (11)

where a; is the acoustic attenuation coeflicient of the mate-
rial of the disk 202 (e.g., glass), H is the height 212 of the
disk 202, and k equals w/c, and is the wavenumber in the
disk 202.

The second set of echoes include echoes that made a
single round trip through the electrolyte in the housing 204.
The first echo of the second set of echoes, which is denoted
as Pulse,, or p,,, has the following waveform:

P2y (O)=AeT I PREIDT, T R om2edHle2eil, 12

where L is the longitudinal length 214 of the housing 204

and o is the acoustic attenuation coeflicient of the liquid.
The amplitude ratio of p,,(t) to p,;(t) is

Az

An

13
= —TyTye k. 13

Transmission coeflicients T, and T,, can be calculated
from the acoustic impedance of the disk 202 and the
electrolyte liquid. By measuring the amplitude A,, and A,
at a given frequency, the acoustic attenuation coefficient at
this frequency can be obtained.

The above calculations assume plane-wave propagation.
In general, the pulses 332 emitted by the ultrasonic trans-
ducer 124 are not plane waves, but a beam of waves that
spread with propagation distance. As a result, a correction
term that accounts for beam-spreading loss is added to
Equation (13), which yields Equation (14):

An
Ann

14
= ~TyTae *Beorr. 4

Attenuation due to beam spreading is determined by the
frequency and diameter of the ultrasonic transducer 124 and
the sound speed in the propagating medium. Ignoring the
difference of B,,,, in different liquids (e.g., assuming that
B..,, is a constant for the ultrasonic transducer 124), the
attenuation coeflicient of electrolyte liquid can be calculated
with reference to water, which has attenuation coefficients
that are known at specific temperatures. Taking the loga-
rithm of Equation (14) for both the electrolyte liquid and
water gives:

Az (15)
In|——| =In|Ty Tl — 2L + InBeopy,

Al
and

Azt (16)
10| 22 = 0T Tyl = 20+ InBeo .

Arrly,

Subtracting the liquid measurement by the reference
measurement in water yields
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In|—| —=In|—| =1 —2(ay - )L,
Al Ay TawToa (1= )
which, in turn, yields
1 Al (Am ] n‘ Ty T ] (13)
;= —|-In|—| +In| —|| +In———|[+ 2,
! ZL( Al Anrly ToaTag

where o, =25x107"> Np/(m-Hz?) is the attenuation coeffi-
cient of water at 20° C.

Calibration of the Probing Cell

Calibration data, using the longitudinal length 214 of the
housing 204, is obtained with a standard, including, as an
example, water. At 20° C., the speed of sound in water is
1482.36 m/s. The time-of-flight of Pulse,; and Pulse,, can
be obtained by cross-correlating the received echoes 334
with the transmitted pulses 332. The length of the housing
204 is

L=c,(tz1=111), (19)

where t,, and t;; is the time of flight of Pulse,, and Pulse,,
respectively.

In an example implementation, the height of each disk
202 (H=0.95 cm) was measured. With t, |, the speed of sound
in the disk 202 can be calculated as

(20)

In the example implementation, the disks 202 were made
of borosilicate glass, which has a density of:

m 21
D\’
Hexl5)

Pd =

where the measured mass of the disk 202, m, was 15.13 g,
and the diameter 210, D, of the disk 202 was 1.50 cm.

With the above parameters and Equation (16), the cali-
bration measurement using water can be calculated.

Example SOC Determinations

FIG. 4 illustrates determined SOC values of the redox
flow battery 100 as a function of the acoustic attenuation
coeflicient. In the depicted example, the acoustic attenuation
coeflicient is measured with the ultrasonic transducer 124
transmitting the pulses 332 at a frequency of 5 MHz and
with the concentrations of vanadium in the catholyte solu-
tion being 1.0, 1.5, and 1.9 mol/L, respectively.

The relationship between the acoustic attenuation coeffi-
cient and the SOC of the redox flow battery 100 can be
established through benchmark tests using electrolyte solu-
tions at known SOCs. Catholytes with a SOC of 0%, 25%,
50%, 75%, 90%, and 100% were prepared by mixing the
V* and the V>* electrolyte solutions. The vanadium elec-
trolytes with different SOCs were placed into the probing
cell 122 with the ultrasonic transducer 124 attached to one
of the disks 202. The acoustic measurement data were
collected ten times for each catholyte solution and for each
of four different temperatures: 20° C., 26° C., 32° C., and
39° C. The measurements for each catholyte solution at each
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temperature were taken while the pump 116 was not oper-
ating. From these tests, the data points in FIG. 4 were
obtained.

Relationships between the acoustic attenuation coefli-
cients and the SOC of the redox flow battery 100 at four
temperatures and three vanadium ion concentrations are
shown in FIG. 4. At each concentration, the acoustic attenu-
ation coeflicient increases as the SOC increases. For
example, the attenuation coefficient in 1.5 mol/L. vanadium
electrolyte solution at 20° C. is 2.57 Np/m when the SOC is
0% and increases to 36.62 Np/m when the SOC is 100%.
The variation of attenuation coefficient as temperature
changes is negligibly small, indicating that the attenuation
coefficient at 5 MHz is insensitive to temperature in the
tested range of 20 to 39° C. The relationship between the
SOC and the acoustic attenuation coefficient can be fitted
with polynomial models at each temperature and vanadium
ion concentration. An example of the relationship between
the SOC and the mean acoustic attenuation coefficient, along
with coefficients of determination (R2), is provided in Table
1 below.

TABLE 1
Vanadium
concentra-
tion  Model R?
1.0 mol/L. SOC = V0.1567 xaV=0.1784 - 0.2454 0.9976
1.5 mol/L. SOC = V0.0345 xav=0.0550 - 0.1261 0.9982
1.9 mol/L SOC = v0.0384 xav/=0.0295 - 0.2802 0.9955

The low sensitivity of the acoustic attenuation coefficient
to temperature makes it a robust parameter for use in field
applications where the temperature variation range is
approximately 20 to 40° C. In other words, the fluctuation in
temperature that can result from varying operational condi-
tions, such as the flow rate of the catholyte solution, during
a practical application would have a minor effect on the
measured SOC.

The relationship between the acoustic attenuation coeffi-
cient and the SOC of the redox flow battery 100 was also
established through in operando tests during a charge-
discharge cycle. Ten measurements for the catholyte solu-
tion were taken at 30-minute intervals during the charge-
discharge cycle while the pump 116 was operating. The in
operando tests results were compared to quasi in operando
test results. Consistency between in operando test results
and quasi in operando test results indicated that the SOC
measurement is generally insensitive to varying flow speeds
of the redox flow battery 100.

It should be noted that the acoustic attenuation coeflicient
can be dependent on the frequency of sound waves. At 5
MHz, the echoes 334 that reflected within the disk 202 are
well separated from each other. Similarly, the echoes 334
that propagated through the catholyte solution within the
housing 204 are well separated, even at the highest SOC
where attenuation is the strongest.

Example Method

FIG. 5 illustrates an example in operando, non-invasive
method 500 to monitor the SOC of a redox flow battery 100
in accordance with one or more aspects of the described
systems and techniques. The series of operational blocks
502-510 that describe the method are not to be construed as
a limitation, as one or more of the described operational
blocks 502-510 can be combined using different elements or
ordering to implement the method 500 or an alternate,
derivative method. Furthermore, although described in the
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context of being performed by or via the computer system
302 of FIG. 3, portions of the method 500 may be divided
or allocated across multiple computer systems. The method
500 may use elements of FIGS. 1-3.

At 502, a probing cell and an ultrasonic transducer are
calibrated using a standard. For example, the probing cell
122 and the ultrasonic transducer 124 are calibrated using
water. The calibration allows the computer system 302 or
another computer system to measure an intrinsic frequency
response of the probing cell. The calibration measurements
made in water are a background reference in subsequent
calculations by the computer system 302. In some instances,
the probing cell and ultrasonic transducer have previously
been calibrated using water or some other liquid. In those
instances, the method 500 need not include operation 502.

At 504, the ultrasonic transducer is controlled to transmit
pulses at a frequency into the probing cell. The ultrasonic
transducer is attached to the probing cell, which is connected
to an electrolyte reservoir of the redox flow battery contain-
ing an electrolyte solution. For example, the probing cell
122 and the ultrasonic transducer 124 are incorporated into
the redox flow battery 100 to measure the response from the
electrolyte solution (e.g., the catholyte solution). The ultra-
sonic transducer 124 is attached to the probing cell 122,
which is connected to an electrolyte reservoir (e.g., the
catholyte reservoir 120) containing the electrolyte solution.
The ultrasonic transducer 124 is controlled to transmit the
pulses 332 at a frequency into the probing cell 122.

At 506, echoes are received by the ultrasonic transducer.
The echoes are reflections of the pulses. For example, the
ultrasonic transducer 124 receives the echoes 334, which are
reflections of the pulses 332.

At 508, echoes are processed to obtain acoustic measure-
ments. The acoustic measurements are effective to calculate
an acoustic attenuation coefficient of the electrolyte solution.
For example, the computer system 302 processes the echoes
334 received by the ultrasonic transducer 124 to obtain
acoustic measurements. The acoustic measurements are
effective to calculate an acoustic attenuation coefficient of
the electrolyte solution.

At 510, the SOC of the redox flow battery is determined
based on the acoustic attenuation coeflicient. The acoustic
attenuation coefficient represents an energy loss rate of the
echoes after propagation through the probing cell. For
example, the computer system 302 determines, based on the
acoustic attenuation coefficient, the SOC of the redox flow
battery 100. The acoustic attenuation coeflicient represents
an energy loss rate of the echoes 334 after propagation
through the probing cell 122.

The foregoing detailed description provides exemplary
embodiments of the invention and includes the best mode
for practicing the invention. The description and illustration
of these embodiments is intended only to provide examples
of the invention, and not to limit the scope of the invention,
or its protection, in any manner.

What is claimed is:

1. A system for monitoring a state-of-charge of a redox
flow battery having an electrolyte reservoir containing an
electrolyte solution, the system comprising:

a probing cell, the probing cell connected to the electro-

lyte reservoir;

an ultrasonic system, comprising:

an ultrasonic pulser-receiver; and
an ultrasonic transducer attached to the probing cell,
the ultrasonic transducer configured to:
transmit pulses at a frequency into the probing cell;
and
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receive echoes, the echoes being reflections of the
pulses; and

one or more processors of a computer system, the one or

more processors configured to:

process the echoes to obtain acoustic measurements,
the acoustic measurements effective to calculate an
acoustic attenuation coeflicient of the electrolyte
solution; and

determine, based on the acoustic attenuation coeffi-
cient, the state-of-charge of the redox flow battery,
the acoustic attenuation coeflicient representing an
energy loss rate of the echoes after propagation
through the probing cell,

wherein the probing cell and the ultrasonic system are

configured to be calibrated using water.

2. The system of claim 1, wherein the probing cell is
configured to be temporarily connected to the electrolyte
reservoir.

3. The system of claim 1, wherein the probing cell
comprises a housing having a cylindrical shape and a first
lateral end and a second lateral end, wherein the probing cell
further comprises a first disk at the first lateral end and a
second disk at the second lateral end, and wherein the
ultrasonic transducer is attached to one of the first disk or the
second disk.

4. The system of claim 3, wherein the housing has a
longitudinal length and a first diameter, the longitudinal
length effective, based on the frequency of the pulses, to
separate the echoes that propagate through the housing.

5. The system of claim 4, wherein the first disk and the
second disk have a second diameter and a height, the height
effective, based on the frequency of the pulses, to separate
the echoes that propagate through the disk to which the
ultrasonic transducer is attached.

6. The system of claim 5, wherein:

the echoes comprise a first set of echoes and a second set

of echoes, the first set of echoes comprising reflections

of the pulses that reflected within the disk to which the

ultrasonic transducer is attached, the second set of

echoes comprising reflection of the pulses that reflected

through the electrolyte solution in the housing; and

the one or more processors further configured to:

determine a first amplitude of a first echo of the first set
of echoes;

determine a second amplitude of a first echo of the
second set of echoes; and

calculate, based on the longitudinal length of the hous-
ing and a ratio of the second amplitude to the first
amplitude at a particular frequency, the acoustic
attenuation coeflicient.

7. The system of claim 1, wherein the ultrasonic pulser-
receiver is further configured to perform one or more of:

amplify the echoes; or

filter the echoes.

8. The system of claim 1, wherein the ultrasonic pulser-
receiver is further configured, in the transmission of the
pulses into the probing cell, to:

generate a series of pulses;

amplify the series of pulses; and

impedance match the series of pulses to the probing cell.

9. The system of claim 1, wherein the electrolyte reservoir
is a catholyte reservoir of the redox flow battery.

10. The system of claim 1, wherein the one or more
processors are further configured to obtain at least ten
acoustic measurements, wherein the at least ten acoustic
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measurements are taken while a pump of the redox flow
battery is on, the pump being connected to the probing cell
and the electrolyte reservoir.
11. A method for monitoring a state-of-charge of a redox
flow battery having an electrolyte reservoir containing an
electrolyte solution, the method comprising:
transmitting, by an ultrasonic transducer attached to a
probing cell, pulses at a frequency into the probing cell,
the probing cell connected to the electrolyte reservoir;

receiving, by the ultrasonic transducer, echoes, the echoes
being reflections of the pulses;
processing, by one or more processors of a computer
system, the echoes to obtain acoustic measurements,
the acoustic measurements effective to calculate an
acoustic attenuation coefficient of the electrolyte solu-
tion;
determining, by the one or more processors and based on
the acoustic attenuation coefficient, the state-of-charge
of the redox flow battery, the acoustic attenuation
coeflicient representing an energy loss rate of the
echoes after propagation through the probing cell; and

calibrating, using water, the probing cell and the ultra-
sonic transducer.

12. The method of claim 11, wherein the probing cell
comprises a housing having a cylindrical shape and a first
lateral end and a second lateral end, wherein the probing cell
further comprises a first disk at the first lateral end and a
second disk at the second lateral end, and wherein the
ultrasonic transducer is attached to one of the first disk or the
second disk.

13. The method of claim 12, wherein the housing has a
longitudinal length and a first diameter, the longitudinal
length effective, based on the frequency of the pulses, to
separate the echoes that propagate through the housing.

14. The method of claim 13, wherein the first disk and the
second disk have a second diameter and a height, the height
effective, based on the frequency of the pulses, to separate
the echoes that propagate through the disk to which the
ultrasonic transducer is attached.

15. The method of claim 14, wherein:

the echoes comprise a first set of echoes and a second set

of echoes, the first set of echoes comprising reflections

of the pulses that reflected within the disk to which the

ultrasonic transducer is attached, the second set of

echoes comprising reflection of the pulses that reflected

through the electrolyte solution in the housing; and

the method further comprising:

determining, by the one or more processors, a first
amplitude of a first echo of the first set of echoes;

determining, by the one or more processors, a second
amplitude of a first echo of the second set of echoes;
and

calculating, by the one or more processors and based on
the longitudinal length of the housing and a ratio of
the second amplitude to the first amplitude at a
particular frequency, the acoustic attenuation coeffi-
cient.

16. The method of claim 11, further comprising obtaining,
by the one or more processors, at least ten acoustic mea-
surements, wherein the at least ten acoustic measurements
are taken while a pump of the redox flow battery is on, the
pump being connected to the probing cell and the electrolyte
reservoir.

17. A computer-readable storage media comprising com-
puter-executable instructions for monitoring a state-of-
charge of a redox flow battery having an electrolyte reservoir
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containing an electrolyte solution, the computer-executable
instructions, when executed, cause one or more processors
of a computer system to:
control an ultrasonic transducer to transmit pulses at a
frequency into a probing cell, wherein the ultrasonic
transducer is attached to the probing cell and the
probing cell is connected to the electrolyte reservoir;

receive, from the ultrasonic transducer, echoes, the echoes
being reflections of the pulses, the echoes comprising a
first set of echoes and a second set of echoes;

process echoes to obtain acoustic measurements, the
acoustic measurements effective to calculate an acous-
tic attenuation coeflicient of the electrolyte solution;

determine, based on the acoustic attenuation coefficient,
the state-of-charge of the redox flow battery, the acous-
tic attenuation coeflicient representing an energy loss
rate of the echoes after propagation through the probing
cell;

determine a first amplitude of a first echo of the first set

of echoes;

determine a second amplitude of a first echo of the second

set of echoes; and

calculate, based on a longitudinal length of the probing

cell and a ratio of the second amplitude to the first
amplitude at a particular frequency, the acoustic attenu-
ation coeflicient,

wherein the echoes comprise a first set of echoes and a

second set of echoes,
wherein the first set of echoes comprise reflections of the
pulses that reflected within a disk of the probing cell to
which the ultrasonic transducer is attached, and

wherein the second set of echoes comprise reflection of
the pulses that reflected through the electrolyte solution
in the probing cell.

18. A system for monitoring a state-of-charge of a redox
flow battery having an electrolyte reservoir containing an
electrolyte solution, the system comprising:

a probing cell, the probing cell connected to the electro-

lyte reservoir;

an ultrasonic system, comprising:

an ultrasonic pulser-receiver; and
an ultrasonic transducer attached to the probing cell,
the ultrasonic transducer configured to:
transmit pulses at a frequency into the probing cell;
and
receive echoes, the echoes being reflections of the
pulses; and

one or more processors of a computer system, the one or

more processors configured to:

process the echoes to obtain acoustic measurements,
the acoustic measurements effective to calculate an
acoustic attenuation coeflicient of the electrolyte
solution; and

determine, based on the acoustic attenuation coeffi-
cient, the state-of-charge of the redox flow battery,
the acoustic attenuation coeflicient representing an
energy loss rate of the echoes after propagation
through the probing cell,

wherein the probing cell comprises a housing having a
cylindrical shape and a first lateral end and a second
lateral end,

wherein the probing cell further comprises a first disk
at the first lateral end and a second disk at the second
lateral end, and

wherein the ultrasonic transducer is attached to one of
the first disk or the second disk.
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19. The system of claim 18, wherein the housing has a
longitudinal length and a first diameter, the longitudinal
length effective, based on the frequency of the pulses, to
separate the echoes that propagate through the housing.

20. The system of claim 19, wherein the first disk and the
second disk have a second diameter and a height, the height
effective, based on the frequency of the pulses, to separate
the echoes that propagate through the disk to which the
ultrasonic transducer is attached.

21. The system of claim 20, wherein:

the echoes comprise a first set of echoes and a second set

of echoes, the first set of echoes comprising reflections

of the pulses that reflected within the disk to which the

ultrasonic transducer is attached, the second set of

echoes comprising reflection of the pulses that reflected

through the electrolyte solution in the housing; and

the one or more processors further configured to:
determine a first amplitude of a first echo of the first set
of echoes;
determine a second amplitude of a first echo of the
second set of echoes; and
calculate, based on the longitudinal length of the hous-
ing and a ratio of the second amplitude to the first
amplitude at a particular frequency, the acoustic
attenuation coeflicient.
22. A method for monitoring a state-of-charge of a redox
flow battery having an electrolyte reservoir containing an
electrolyte solution, the method comprising:
transmitting, by an ultrasonic transducer attached to a
probing cell, pulses at a frequency into the probing cell,
the probing cell connected to the electrolyte reservoir;

receiving, by the ultrasonic transducer, echoes, the echoes
being reflections of the pulses;

processing, by one or more processors of a computer

system, the echoes to obtain acoustic measurements,
the acoustic measurements effective to calculate an
acoustic attenuation coeflicient of the electrolyte solu-
tion; and

determining, by the one or more processors and based on

the acoustic attenuation coefficient, the state-of-charge
of the redox flow battery, the acoustic attenuation
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coefficient representing an energy loss rate of the

echoes after propagation through the probing cell,

wherein the probing cell comprises a housing having a
cylindrical shape and a first lateral end and a second
lateral end,

wherein the probing cell further comprises a first disk
at the first lateral end and a second disk at the second
lateral end, and

wherein the ultrasonic transducer is attached to one of
the first disk or the second disk.

23. The method of claim 22, wherein the housing has a
longitudinal length and a first diameter, the longitudinal
length effective, based on the frequency of the pulses, to
separate the echoes that propagate through the housing.

24. The method of claim 23, wherein the first disk and the
second disk have a second diameter and a height, the height
effective, based on the frequency of the pulses, to separate
the echoes that propagate through the disk to which the
ultrasonic transducer is attached.

25. The method of claim 24, wherein:

the echoes comprise a first set of echoes and a second set
of echoes, the first set of echoes comprising reflections
of the pulses that reflected within the disk to which the
ultrasonic transducer is attached, the second set of
echoes comprising reflection of the pulses that reflected
through the electrolyte solution in the housing; and

the method further comprising:

determining, by the one or more processors, a first
amplitude of a first echo of the first set of echoes;

determining, by the one or more processors, a second
amplitude of a first echo of the second set of echoes;
and

calculating, by the one or more processors and based on
the longitudinal length of the housing and a ratio of
the second amplitude to the first amplitude at a
particular frequency, the acoustic attenuation coefli-
cient.



